General
Chemicals were purchased from Aldrich Chemical Co and from Alfa Aesar Co, Inc. and used as received without further purification. Solid hygroscopic reagents were dried under vacuum before use.
Glassware was oven-dried at 110 o C overnight every time before use. Reaction solvents werethoroughly dried before use according standard procedures. All manipulations were carried out using Schlenk techniques under an atmosphere of dry argon. Column chromatography was carried out using silica gel Merck-60 230-400 mesh, 60 Å as the solid support. TLC analyses were performed on aluminum sheets precoated with silica gel 60 F254 E. Merck . Size-exclusion chromatography GPC was carried out using Bio-Beads S-X1 support BIO-RAD as a stationary phase and toluene as a mobile phase. Highperformance liquid chromatography HPLC wasperformed on an Agilent 1100 LC Agilent Technologies , using ø4.6 250 mm Buckyprep column Cosmosil . A mixture of toluenedichloromethane-acetonitrile 89:10:1, vol %, at 0.5 mL/min flow rate was employed. Matrix-assisted laser desorption ionization coupled to a time-of-flight analyzer experiments MALDI-TOF were carried out using BrukerUltraflex III mass spectrometer, in both positive and negative ion modes. A convenient matrix for these measurements is indicated for each compound. NMR spectra were measured on a Bruker AV-300, Bruker AV-400 or a Bruker DRX-500 spectrometer, locked on deuterated solvents. Carbon chemical shifts are measured in ppm relative to trimethylsilane TMS , downfield from TMS using the resonance of the deuterated solvent as the internal standard. The assignment of the NMR signals was supported in some cases by COSY spectra 400 MHz . UV/Vis spectra were recorded on a Jasco V-660-spectrophotometer in spectroscopic grade toluene. IR spectra were collectedonBruker Vector 22 spectrophotometer.
Compounds 2c, 1 3a, 2 4, 3 7 4 were prepared according to the synthetic procedures reported elsewhere; 1a 5 and 2a 2, 6 have been described previously and their synthesis was further improved in the present work.
Steady-State Emission: The spectra were recorded on a FluoroMax 3 fluorometer Vis detection and on a Fluorolog spectrometer NIR detection . Both spectrometers were built by HORIBA JobinYvon. The measurements were carried out at room temperature.
Time-Resolved Absorption: femtosecond transient absorption studies were performed with 320, 387, 530, and 568 nm laser pulses 1 kHz, 150 fs pulse width from amplified Ti:Sapphire laser systems CPA-2101 and CPA-2110 from Clark-MXR, Inc. , the laser energy was 200 nJ. Nanosecond laser flash photolysis experiments were performed with 355 and 532 nm laser pulses from a Quanta-Ray CDR Nd:YAG system 6 ns pulse width in a front face excitation geometry.
Photoinduced
Oxidation of C 60 -Py: Adeaeratedbenzonitrile solution containing Nmethylfulleropyrrolidine 1.5 10 -4 M and p-chloranil 0.04 M in the presence of Sc OTf 3 0.11 M was excited with the help of the Quanta-Ray CDR Nd:YAG system at 532 nm 10 mJ per pulse .
Electrochemistry:Cyclic voltammograms CVs and differential pulse voltammograms DPVs were recorded on Metrohm μAutolabType III FRA2electrochemical analyzer.Measurements were carried out in a home-built one-compartment cell using a three-electrode configuration, o-dichlorobenzene o-DCB as a solvent and 0.05 M tetrabutylammoniumhexafluorophosphate TBAPF 6 as a supporting electrolyte. A carbon-glassy electrode was used as the working electrode and a platinum wire as a counter electrode. All potentials were recorded against a silver wirepseudo-reference electrode and corrected against Fc /Fc redox couple. DPV and CV were measured at scan rates of 20 and 100 mVs -1 , respectively. Prior to each voltammetric measurement, the cell was degassed by bubbling with argon for about 20 min. Electrochemical measurements were performed using a concentration of approximately 1 10 -3 M for the compound in question.
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Figure S1
:HPLC profiles of the isolated 1a and 2a on Buckyprep column ø4.6 250 mm, Cosmosil, toluene-dichloromethane-acetonitrile 89:10:1, vol %, 0.5 mL/min flow rate, at wavelength of 572 nm . Figure S2 :HPLC profiles of the isolated 1b and 2b on Buckyprep column ø4.6 250 mm, Cosmosil, toluene-dichloromethane-acetonitrile 89:10:1, vol %, 0.5 mL/min flow rate, at wavelength of 579 nm . 2,3,4,8,9,10,11,15,16,17,18- δ ppm 155.9, 153.7, 152.9, 152.8, 148.5 6C; C-5, C-7, C-12, C-14, C-19, C-21 , 146.1, 145.9, 145.7, 145.5, 145.2, 145.1, 145.0, 144.3, 144.1, 143.7, 143.0, 142.8, 142.5, 141.8, 141.4, 141.3, 139.9, 139.1, 138.6, 135.8, 135.6, 135.4 C 60 sp2 , C-F , 129.6 1C; C-26 , 128.3 1C; C-25 , 123.3 1C; C-27 , 122.3 1C; C-24 , 118.4 1C; C-23 , 115 .1 6C; C-4a, C-7a, C-11a, C-14a, C-18a, C-21a , 82. -H , 2785, 1651 C N , 1605 C C , 1535, 1475 C-F , 1381, 1265 C-N , 1219, 1173, 1113 C-C , 1063 B-O , 970, 716, 600 C-H , 530 ;UVvis toluene : λ max nm log ε 575 4.9 , 559 sh , 534 4.4 , 520 sh , 498 sh , 435, 312 4.8 . Figure S7 : UV-vis spectrum of 1a in toluene. 
S9
-3´-N-Methyl-3´´,4´´-60 fulleropyrrolidin-2´´-yl phenoxy-2,3,9,10,16,17-hexa pentylsulfonylsubphthalocyaninato boron III 1b A mixture of formylphenoxy SO 2 C 5 H 11 6 SubPc2b 37 mg, 0.03 mmol , C 60 fullerene 43 mg, 0.06 mmol , N-methylglycine 8 mg, 0.09 mmol in dry toluene 40 mL was sonicated for approx. 10 min, until all the C 60 got dissolved. The reaction mixture was stirred at reflux under argon atmosphere for 2 hours untilno 2b was detected by TLC. The solution was then cooled to room temperature and poured onto a silica gel column, followed by the elution of products with a mixture of toluene-dicloromethane 1:1vol , containing 0,8 % vol of ethanol, in the following sequence: unreacted C 60 , monoadduct1b, bisadducts. Due to high instability of sulfonyl-substituted SubPc on silica gel, an additional chromatography on cyanopropyldichlorosilyl-modified silica gel as a solid support , elutingwith a mixture of toluene-dicloromethane 1:1 vol , was neededto eliminate SubPc decomposition products.
Final purification from bisadducts was achieved by using a Bio-Beads column and toluene- 3, 153.9, 153.3, 153.1, 152.2 6C; C-5, C-7, C-12, C-14, C-19, C-21 , 152 .1 1C; C-22 , 146.2 6C; C-2, C-3, C-9, C-10, C-16, C-17 , 141.9, 141.1, 139.6, 139.1, 138.7, 137.9, 132.8 6C; C-4a, C-7a, C-11a, C-14a, C-18a, C-21a , 129.0 1C; C-26 , 128.9 1C; C25 , 128.3, 125.4, 124.7 1C; C-27 , 118.7 1C; C-23 , 82.5 1C; C-28 , 69.7 1C; C-29 , 68 Wavenumber 2,3,4,8,9,10,11,15,16,17,18-dodecafluorosubphthalocyaninato 4 1C; C-28 , 152.31 6C; C-5, C-7, C-12, C-14, C-19, C-21 , 152.28 1C; C-22 , 141.96 6C; C-2, C-3, C-9, C-10, C-16, C-17 , 138.02 1C; C-24 , 132.89 6C; C-4a, C-7a, C-11a, C-14a, C-18a, C-24a , 130.49 1C; C-26 , 129.13 2C; C-25 , 125.48 6C; C-1, C-4, C-8, C-11, C-15, C-18 , 125.05 1C; C-27 , 118 b Presence of six electron-withdrawing sulfonylpentoxy groups on the periphery of SubPc3b hampers nucleophilic substitution of the axial group at the boron atom even stronger than twelve fluorine substituents of 3a, causing the need of using of high temperatures. Worthy to note, that the reaction proceeds as well at lower temperatures during longer times, giving lower yields of the product of nucleophilic substitution and higher amount of side-and decomposition products.
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Chloro-2,3,9,10,16,17-hexa pentylsulfonyl -subphthalocyaninato boron III 3b A 1M BCl 3 in p-xylene 10 mL, 10 mmol was added to a1,2-dicyano-4,5-bis pentylsulfonyl benzene5 3.9 g, 10 mmol , and the reaction mixture was stirred vigorously at reflux for 30 min under argon atmosphere. Then the reaction was stopped, allowed to reach room temperature and flushed with argon. Xylene was rotary evaporated till dryness. The dark purple residuewas dissolved in10 mL of dichloromethane and subjected to column chromatography onsilica gel using a dichloromethane containing 0.5% of ethanol as an eluent. Rotary evaporation of solvents and precipitation of the product with hexane gave a dark blue solid that was filtered, washed with hexane, dried in vacuum, yielding the pure compound 3b in an amount of 2.7 g of 3b 65% . R f 0.8 dichloromethane-ethanol, 0.1 vol % . Figure S32 : MALDI-TOF mass spectrum of 3b, DCTB,positive mode . c Figure S33 : UV-vis spectrum of 3b in toluene.
c The most intense peak corresponds to the M ion, followed by the M -axial group ion. Its observation in MS experiments i.e. the loss of the axial group giving SubPc cation together with the M -axial group OH ion i.e. SubPcOH is common for chlorosubstitutedSubPcs 1 . 1,2-Dicyano-4,5-bis pentylthio benzene 6 3 g, 9 mmol was dissolved in 55 mL of acetic acid at 90 °C.
A total amount of 43 mL of 33% H 2 O 2 was added to the stirred solution as 5 mL portions every 15 min in the course of 2 h. The resulting turbid mixture was stirred at 90 o C for 2 h, until no 6 could be detected by TLC. After that, the reaction was stopped and allowed to cool to room temperature. The reaction mass was diluted with 100mL of brine, and the organic phase was extracted with 75 mL of dichloromethane 2 . Joined organic layer was washed with 150 mL of H 2 O and 150 mL brine in a separation funnel. After that, it was dried over Na 2 SO 4 , filtered, rotary evaporated till dryness, affording a crude product as yellow oil. Column chromatography on silica gel with a mixture of dichloromethane- 61, 137.60, 121.29, 113.19, 57.26, 30.36, 29.83, 22.13, 13 .77.
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Figure S35 4,5-Dichloro-1,2-dicyanobenzene 7 1 g, 5mmol , dry K 2 CO 3 2.0 g, 15mmol , and 10 mL of dimethylformamide DMF were placed in a 50-mL round-bottom flask, equipped with a magnetic stirrer, rubber seal, and globe. After that, 1-pentanethiol 1.5 mL, 12 mmol was added via syringe, and the reaction was stirred at 100 o C for 4 hours when no 7 or a product of mono-substitution could be detected by TLC. Reaction mass was allowed to reach rt, and further poured into 50 mL of water.
Formed precipitate was filtered, washed with water and air dried. Crude product was then dissolved in 50 mL of dichloromethane and filtered. Dichloromethane was rotary evaporated in a presence of celite till dryness. Resulting solid was used to charge the column filled with silica gel. The product was eluted with a mixture of hexane-ethylacetate 10:1, vol . After solvents were rotary evaporated, the product was recrystallized from methanol, filtered and vacuum dried. 6was obtained as a white crystalline solid: 39, 128.29, 115.81, 111.22, 32.85, 31.14, 27.90, 22.32, 14 .00. 
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Crystallographic data for 2d
S40
A clear purple plate-like specimen of C 59 H 79 BClN 6 O 13 S 6 , approximate dimensions 0.02 mm x 0.20 mm x 0.27 mm, was used for the X-ray crystallographic analysis. The X-ray intensity data were measured.
A total of 1060 frames were collected in a Bruker Kappa Apex II diffractometer. The total exposure time was 26.50 hours. The frames were integrated with the Bruker SAINT Software package using a narrowframe algorithm. The integration of the data using a triclinic unit cell yielded a total of 59605 reflections to a maximum θ angle of 20.83° 1.00 Å resolution , of which 14024 were independent average redundancy 4.250, completeness 98.6%, R int 7.66%, R sig 6 In 2d, thesixelectronegativepentylsulfonylgroupsaretheinceptiontointermolecularrepulsionsandthe lack oftypicalSubPcpacking in a singlecrystal. 8 The presenceoftwoSubPcs in theasymmetricunitcellresulted in itsrather large structuralparameters Table S1 ,S2 . Figure   S46demonstratesthat van der Waals interactionsbetweenoxygenatomsofthepentylsulfonylsandthecoresofadjacentSubPcsdictatethepacking.
It is important to note that most of the alkyl chains present a high degree of disorder. Half of them C25-C29, C45-C49, C50-C54, C85-C89, C90-C95, C95, C99 and C100-C104 could be refined anisotropically, although in some cases the occupancy factor needed to be lowered to values than 1 in order to get a good agreement. This means that only one of the multiple sites that these carbon occupy could be located the one with most probability associated . In other cases, the final carbon atom did not allow the anisotropic refinement C34, C44 and had to be refined with an isotropical displacement parameter. In a few cases, a larger portion of the chain needed to be kept isotropically refined atoms C38-C39 and C111-C114 . Only in two cases C109 and C111 , two alternate positions for the carbon atoms were located and a statistical disorder model was made. There are some unassigned density peaks, which are attributed to other solvent molecules that could not be identified.
The large number of atoms in the asymmetric unit, the quality of the collected data and the high degree of disorder expected for the alkyl substituted compounds prevented us to establish a more accurate model. 
